Abstract: Waste cooking oil (WCO) hydrotreating to produce green diesel is good for both the environmental protection and energy recovery problems. The roles of catalyst support and reaction temperature on reactions during WCO hydrotreating process were evaluated over an unsupported and a commercial sulfided cobalt and molybdenum (CoMoS) catalyst supported by a mixture of Al 2 O 3 , TiO 2 , and SiO 2 . The presence of catalyst support helped to improve the dispersion and enlarge the surface area of CoMoS, and was found to be a key factor in reducing reaction temperature, in enhancing the hydrodeoxygenation (HDO) and hydrogenation capabilities, and in decreasing polymerization capability. The increase of reaction temperature strongly improved the deoxygenation, hydrogenation, and cracking reaction activities. Compared to the unsupported CoMoS, the supported one exhibited good deoxygenation and hydrogenation capabilities at 340 • C in WCO hydrotreating to produce diesel fraction; however, high temperature operation needs to be carefully controlled because it may cause overcracking and dehydrogenation.
Introduction
Renewable biofuels can reduce greenhouse gas emissions because of the carbon fixation that occurs during plant growth through the process of photosynthesis [1] . The conversion of waste cooking oil (WCO) into fuel is a good method to solve both the environmental protection and energy recovery problems. Biodiesel-fatty acid methyl ester-is the most common biofuel presently; however, it has some drawbacks: (1) high acidic number and low heat value due to the presence of oxygen and (2) air sensitivity due to the presence of unsaturated hydrocarbons. Green diesel, the product from hydrotreating of triglycerides, is made up of deoxygenated and saturated hydrocarbons, and has similar molecular structures to those of petroleum derived diesel fuels. Therefore, hydrotreating is regarded as the potential route to solve all the problems of biodiesel. Another advantage is that the triglyceride-based biofuels can be compatible with the current infrastructure. The basic properties of the studied CoMoS are shown in Table 1 . Regarding the average layer number, the unsupported and supported CoMoS have average layer numbers of 2.9 and 2.3, respectively, and the slab length of the unsupported and supported catalysts was 7.8 nm and 5.8 nm. Using the method described by Calais et al. [25] , the ratios of edge metal atoms to edge atoms (including Co and Mo metal atoms and sulfur atoms) on the unsupported and supported CoMoS catalyst were 0.31 and 0.25, respectively. This illustrated that the supported CoMoS had more edge metal sites whereas the unsupported one had more saturated sulfur sites. The atomic ratios of Co to the total metal atoms (Co + Mo) for the unsupported and supported CoMoS were 0.25 and 0.31, respectively. Compare to the unsupported CoMoS, the supported one had a larger surface area but a smaller pore volume. Figure S1 shows that the unsupported catalyst has a bimodal pore size distribution: a sharp peak at 2.5 nm and a broad peak nearby 12 nm; however, only one broad peak near to 6 nm showed in the supported catalyst pore size distribution results.
Active Site Distribution
The temperature-programmed reduction (TPR) spectra shown in Figure 2 are quantitatively summarized in Table S1 . The basic properties of the studied CoMoS are shown in Table 1 . Regarding the average layer number, the unsupported and supported CoMoS have average layer numbers of 2.9 and 2.3, respectively, and the slab length of the unsupported and supported catalysts was 7.8 nm and 5.8 nm. Using the method described by Calais et al. [25] , the ratios of edge metal atoms to edge atoms (including Co and Mo metal atoms and sulfur atoms) on the unsupported and supported CoMoS catalyst were 0.31 and 0.25, respectively. This illustrated that the supported CoMoS had more edge metal sites whereas the unsupported one had more saturated sulfur sites. The atomic ratios of Co to the total metal atoms (Co + Mo) for the unsupported and supported CoMoS were 0.25 and 0.31, respectively. Compare to the unsupported CoMoS, the supported one had a larger surface area but a smaller pore volume. Figure S1 shows that the unsupported catalyst has a bimodal pore size distribution: a sharp peak at 2.5 nm and a broad peak nearby 12 nm; however, only one broad peak near to 6 nm showed in the supported catalyst pore size distribution results. The temperature-programmed reduction (TPR) spectra shown in Figure 2 are quantitatively summarized in Table S1 .
As can be seen in Figure 2 , H 2 S was not generated over the unsupported catalyst until the temperature was higher than 400 • C. The trials with the supported catalyst generated different results: H 2 S was detected right when the consumption of H 2 began. The temperature of the first H 2 consumption peak over the supported catalyst (at 175 to 275 • C) was much lower than that over the unsupported catalyst (at approximately 230 to 430 • C). This may be explained by: (1) the well dispersion of the active sites by the supports where smaller particles were formed; (2) the presence of catalyst support that limits the growth of MoS 2 crystals. These small-sized active phases should show more activity towards the hydrogen reduction and sulfiding since much more contact surfaces are available than the large-sized bulk one (unsupported catalyst). This means that hydrogen could be better dissociatively adsorbed on the active phase for the supported CoMoS catalyst, while much less available hydrogen would participate in the hydrogenation reactions for the unsupported one. On the other hand, according to the previous study, the nano-sized metals, such as bare nickel nano particles, are easily agglomerated during a reduction process [26] . This might be the reason that the unsupported catalysts could be easily sintered during the reaction which increases the difficulty of hydrogen reduction and decreases the catalytic activity. As shown in Table S1 , the amounts of H 2 consumption and H 2 S production were also much lower over the supported catalyst than over the unsupported catalyst. This is because for the same amount of catalysts, more portions of active phases are contained in the unsupported catalyst than the supported CoMoS catalyst. However, the supported catalyst displayed a higher activity under low reaction temperature (250-275 • C) due to the lower hydrogen reaction temperature of the supported CoMoS (Figure 2 ). Furthermore, under hydrotreating a temperature range of 250 to 375 • C, unsaturated sulfur vacancies, formed after H 2 S is produced, are the primary active sites that the supported CoMoS have. Comparatively, saturated sulfurs are the main active sites that the unsupported CoMoS have, because there is no H 2 S release, which means the consumed hydrogen was adsorbed on saturated sulfur sites. These results that the types of active sites on catalyst surface are in accordance with the fraction of edge metal atoms.
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As can be seen in Figure 2 , H2S was not generated over the unsupported catalyst until the temperature was higher than 400 °C. The trials with the supported catalyst generated different results: H2S was detected right when the consumption of H2 began. The temperature of the first H2 consumption peak over the supported catalyst (at 175 to 275 °C) was much lower than that over the unsupported catalyst (at approximately 230 to 430 °C). This may be explained by: (1) the well dispersion of the active sites by the supports where smaller particles were formed; (2) the presence of catalyst support that limits the growth of MoS2 crystals. These small-sized active phases should show more activity towards the hydrogen reduction and sulfiding since much more contact surfaces are available than the large-sized bulk one (unsupported catalyst). This means that hydrogen could be better dissociatively adsorbed on the active phase for the supported CoMoS catalyst, while much less available hydrogen would participate in the hydrogenation reactions for the unsupported one. On the other hand, according to the previous study, the nano-sized metals, such as bare nickel nano particles, are easily agglomerated during a reduction process [26] . This might be the reason that the unsupported catalysts could be easily sintered during the reaction which increases the difficulty of hydrogen reduction and decreases the catalytic activity. As shown in Table S1 , the amounts of H2 consumption and H2S production were also much lower over the supported catalyst than over the unsupported catalyst. This is because for the same amount of catalysts, more portions of active The unsupported catalyst only contained metal active sites, whereas the supported catalyst was a bifunctional catalyst, having both metal active sites and acidic sites present on the support. There were no strong acids on the catalyst support, while the amounts of weak and medium acids were 2.26 and 0.23 mmol per gram of catalyst. It should be noted that only Lewis acids exist on the support made of alumina and titania. It was reported that the Lewis acids derived from the Mo 4+ helped the hydrodeoxygenation process owing to the electron acceptors on the Lewis acid sites where the carbonyl group (C=O) could be easily adsorbed [27] . Therefore, the comparatively sufficient reduction of the supported CoMoS catalyst leads to the formation of more Mo 4+ , which are favorable for the hydrodexoygenation, and on the other hand, the Lewis acids on the support also favors to enhance the hydrodexoygenation in the hydrotreating process. This explains the better catalytic performances of the supported CoMoS than that of the unsupported one.
Liquid Products

Compositions of Feed and Liquid Products
The WCO feed was filtered before use. The H 2 O content, density, and total acid value were 0%, 0.9177 g/cm 3 , and 0.86 mg KOH/g, respectively. The feed was primarily composed of triglycerides, which were converted into the corresponding fatty acid methyl esters (determined by GC/MS) [28] . C16 saturated fatty acid (palmitic acid) and C18 unsaturated acids were the primary fatty acids in WCO, accounting for 6.7 ± 0.8% and 89.3 ± 0.8% (72.4 ± 1.1 wt % of oleic acid and 17.5 ± 0.3 wt % of linoleic acid), respectively. Figure 3 shows the product fractions of chemical compounds in the hydrotreated liquid products.
The WCO feed was filtered before use. The H2O content, density, and total acid value were 0%, 0.9177 g/cm 3 , and 0.86 mg KOH/g, respectively. The feed was primarily composed of triglycerides, which were converted into the corresponding fatty acid methyl esters (determined by GC/MS) [28] . C16 saturated fatty acid (palmitic acid) and C18 unsaturated acids were the primary fatty acids in WCO, accounting for 6.7 ± 0.8% and 89.3 ± 0.8% (72.4 ± 1.1 wt % of oleic acid and 17.5 ± 0.3 wt % of linoleic acid), respectively. Figure 3 shows the product fractions of chemical compounds in the hydrotreated liquid products. Over the unsupported catalyst, the hydrocarbon fractions increased when the temperature rose from 300 to 375 °C. Over the supported catalyst, the hydrocarbon fractions first increased and then subsequently were stable at 100% when the temperature rose from 300 to 340 and from 340 to 375 °C, respectively. The hydrocarbon fraction was close to 100% over the unsupported CoMoS when the temperature was at 375 °C, which was higher than 340 °C over the supported CoMoS. The existence of the catalyst support dramatically reduced the threshold value of reaction temperature: the supported catalyst needed ~35 degrees less than the unsupported catalyst to reach a similar deoxygenation extent, which is of great application value in industry. The presence of the catalyst support, Al2O3-TiO2-SiO2, strongly enhanced the deoxygenation capabilities of CoMoS.
Reaction Route Discussion
Considering the significant differences in liquid product compositions that were obtained by doing the reactions with the supported and unsupported catalyst at different temperatures, the reaction routes were primarily examined from three points of interest: deoxygenation (C-O cracking or C-CO cracking), cracking (C-C cracking)/polymerization (C-C chain growth), and hydrogenation (C=C saturation)/dehydrogenation (C-H disassociation). The reaction routes of the hydrotreated WCO over the unsupported CoMoS were investigated in a previous study [14] . The simplified reaction pathways are shown in Scheme 1. Over the unsupported catalyst, the hydrocarbon fractions increased when the temperature rose from 300 to 375 • C. Over the supported catalyst, the hydrocarbon fractions first increased and then subsequently were stable at 100% when the temperature rose from 300 to 340 and from 340 to 375 • C, respectively. The hydrocarbon fraction was close to 100% over the unsupported CoMoS when the temperature was at 375 • C, which was higher than 340 • C over the supported CoMoS. The existence of the catalyst support dramatically reduced the threshold value of reaction temperature: the supported catalyst needed~35 degrees less than the unsupported catalyst to reach a similar deoxygenation extent, which is of great application value in industry. The presence of the catalyst support, Al 2 O 3 -TiO 2 -SiO 2 , strongly enhanced the deoxygenation capabilities of CoMoS.
Considering the significant differences in liquid product compositions that were obtained by doing the reactions with the supported and unsupported catalyst at different temperatures, the reaction routes were primarily examined from three points of interest: deoxygenation (C-O cracking or C-CO cracking), cracking (C-C cracking)/polymerization (C-C chain growth), and hydrogenation (C=C saturation)/dehydrogenation (C-H disassociation). The reaction routes of the hydrotreated WCO over the unsupported CoMoS were investigated in a previous study [14] . The simplified reaction pathways are shown in Scheme 1. Unsaturated triglycerides were first subjected to hydrogenation, which transformed unsaturated carbon-carbon double bonds into saturated carbon-carbon single bonds. Oxygen-containing intermediates (including glycerides and fatty acids) and gas hydrocarbon products were then produced through the breaking down of the newly saturated triglycerides. This process occurred very quickly and was irreversible [29] . The by-product of this process, glycerol, was quickly converted into propane or propene and water by hydrotreating. The fatty acids were then deoxygenated (through removal of CO, CO2, or H2O) into hydrocarbons under different Unsaturated triglycerides were first subjected to hydrogenation, which transformed unsaturated carbon-carbon double bonds into saturated carbon-carbon single bonds. Oxygen-containing Catalysts 2019, 9, 689 6 of 14 intermediates (including glycerides and fatty acids) and gas hydrocarbon products were then produced through the breaking down of the newly saturated triglycerides. This process occurred very quickly and was irreversible [29] . The by-product of this process, glycerol, was quickly converted into propane or propene and water by hydrotreating. The fatty acids were then deoxygenated (through removal of CO, CO 2 , or H 2 O) into hydrocarbons under different reaction routes. The produced hydrocarbons could undergo non-deoxygenate reactions. Focus was placed on the deoxygenation, cracking/polymerization, and hydrogenation/dehydrogenation reactions of the supported and unsupported CoMoS catalyst.
Deoxygenation
Types of Oxygen Containing Compounds
The general goal of studying the WCO hydrotreating was to produce oxygen-free diesel fraction. As shown in Figure 4 , the oxygenate fractions in the products decrease with the increase of reaction temperature when using the unsupported CoMoS as a catalyst. The oxygenates were almost completely removed (less than 0.2% oxygenates were left) in the products over 340 • C by using the supported CoMoS; whereas 1.4% fatty acids existed in the products at 375 • C by using the unsupported CoMoS. This indicates that the presence of the catalyst support caused an enhancement to the deoxygenation reactions. The oxygenate intermediates in the liquid products by the unsupported and supported CoMoS were primarily fatty acids.
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Deoxygenation
Types of Oxygen Containing Compounds
The general goal of studying the WCO hydrotreating was to produce oxygen-free diesel fraction.
As shown in Figure 4 , the oxygenate fractions in the products decrease with the increase of reaction temperature when using the unsupported CoMoS as a catalyst. The oxygenates were almost completely removed (less than 0.2% oxygenates were left) in the products over 340 °C by using the supported CoMoS; whereas 1.4% fatty acids existed in the products at 375 °C by using the unsupported CoMoS. This indicates that the presence of the catalyst support caused an enhancement to the deoxygenation reactions. The oxygenate intermediates in the liquid products by the unsupported and supported CoMoS were primarily fatty acids. 
HDO vs. HDCO
The two reaction routes that fatty acids undergo for deoxygenation are C-O cracking (hydrodeoxygenation, HDO) and C-CO cracking (HDCO, including hydrodecarbonylation (DCO) and hydrodecarboxylation (DCO2)). Differentiating between DCO and DCO2 is difficult due to the fact that CO and CO2 can undergo water-gas shift (CO reacting with water to form H2 and CO2). 
The two reaction routes that fatty acids undergo for deoxygenation are C-O cracking (hydrodeoxygenation, HDO) and C-CO cracking (HDCO, including hydrodecarbonylation (DCO) and hydrodecarboxylation (DCO 2 )). Differentiating between DCO and DCO 2 is difficult due to the fact that CO and CO 2 can undergo water-gas shift (CO reacting with water to form H 2 and CO 2 ). From the point of thermodynamics, the methanation of CO and CO 2 becomes possible below 550 • C and a low temperature is favorable [30, 31] . Consequently, under the present reaction conditions (300-375 • C), it is possible that water and methane are produced from the reaction of CO and/or CO 2 to H 2 [32] . Therefore, only two deoxygenation routes were considered, HDO and HDCO [33] . Stearic acid was used as an example to illustrate the deoxygenation routes (see Scheme 2) .
From the point of thermodynamics, the methanation of CO and CO2 becomes possible below 550 °C and a low temperature is favorable [30, 31] Unsaturated C17 hydrocarbon is produced first due to DCO by releasing CO and water [34] , and then C17 olefin can be converted to paraffin (reaction (1) in Scheme 2). The decarboxylation of fatty acid does not require hydrogen and results in saturated C17 and a by-product of CO2 (reaction (2) in Scheme 2) [35, 36] , or the saturated C17 (reaction (3) in Scheme 2) is formed from the reduction of fatty acid to aldehyde [37] . C18 hydrocarbon and by-product, H2O, are produced through hydrodeoxygenation (reaction (4) in Scheme 2) [38, 39] , where the alcohol or aldehyde intermediates can be respectively formed from the reduction of aldehydes or fatty acids. The ratio of the occurrences of the HDO reactions to the HDCO reactions can be measured by relating the concentration of even number hydrocarbons to odd number hydrocarbons in the products. Based on the composition of WCO, which consists of a majority of C18 fatty acids (91%), this method is suitable for obtaining the HDO/HDCO ratios. The results were confirmed by the ratios of C16/C15 because the C16 content in the WCO is 8.0% (7.5% saturated and 0.5% unsaturated C16). The errors were less than 3.0% between C18/C17 and C16/C15 ratios.
The comparison between the C18/C17 ratios of different products is shown in Figure 5 . It was noticed that the C18/C17 ratios of the products obtained over the supported CoMoS were much higher than those over the unsupported CoMoS as shown Figure 5 . This suggests that HDO was the main reaction pathway of the supported CoMoS catalyst (oxygen was removed primarily in Unsaturated C17 hydrocarbon is produced first due to DCO by releasing CO and water [34] , and then C17 olefin can be converted to paraffin (reaction (1) in Scheme 2). The decarboxylation of fatty acid does not require hydrogen and results in saturated C17 and a by-product of CO 2 (reaction (2) in Scheme 2) [35, 36] , or the saturated C17 (reaction (3) in Scheme 2) is formed from the reduction of fatty acid to aldehyde [37] . C18 hydrocarbon and by-product, H 2 O, are produced through hydrodeoxygenation (reaction (4) in Scheme 2) [38, 39] , where the alcohol or aldehyde intermediates can be respectively formed from the reduction of aldehydes or fatty acids. The ratio of the occurrences of the HDO reactions to the HDCO reactions can be measured by relating the concentration of even number hydrocarbons to odd number hydrocarbons in the products. Based on the composition of WCO, which consists of a majority of C18 fatty acids (91%), this method is suitable for obtaining the HDO/HDCO ratios. The results were confirmed by the ratios of C16/C15 because the C16 content in the WCO is 8.0% (7.5% saturated and 0.5% unsaturated C16). The errors were less than 3.0% between C18/C17 and C16/C15 ratios.
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Scheme 2. Deoxygenation routes during WCO hydrotreating processes.
Unsaturated C17 hydrocarbon is produced first due to DCO by releasing CO and water [34] , and then C17 olefin can be converted to paraffin (reaction (1) in Scheme 2). The decarboxylation of fatty acid does not require hydrogen and results in saturated C17 and a by-product of CO2 (reaction (2) in Scheme 2) [35, 36] , or the saturated C17 (reaction (3) in Scheme 2) is formed from the reduction of fatty acid to aldehyde [37] . C18 hydrocarbon and by-product, H2O, are produced through hydrodeoxygenation (reaction (4) in Scheme 2) [38, 39] , where the alcohol or aldehyde intermediates can be respectively formed from the reduction of aldehydes or fatty acids. The ratio of the occurrences of the HDO reactions to the HDCO reactions can be measured by relating the concentration of even number hydrocarbons to odd number hydrocarbons in the products. Based on the composition of WCO, which consists of a majority of C18 fatty acids (91%), this method is suitable for obtaining the HDO/HDCO ratios. The results were confirmed by the ratios of C16/C15 because the C16 content in the WCO is 8.0% (7.5% saturated and 0.5% unsaturated C16). The errors were less than 3.0% between C18/C17 and C16/C15 ratios.
The comparison between the C18/C17 ratios of different products is shown in Figure 5 . It was noticed that the C18/C17 ratios of the products obtained over the supported CoMoS were much higher than those over the unsupported CoMoS as shown Figure 5 . This suggests that HDO was the main reaction pathway of the supported CoMoS catalyst (oxygen was removed primarily in It was noticed that the C18/C17 ratios of the products obtained over the supported CoMoS were much higher than those over the unsupported CoMoS as shown Figure 5 . This suggests that HDO was the main reaction pathway of the supported CoMoS catalyst (oxygen was removed primarily in the form of H 2 O). On the other hand, this result also suggests that HDCO was the main reaction pathway of the unsupported CoMoS (oxygen was removed primarily in the form of CO or CO 2 ). The presence of the CoMoS catalyst support significantly influenced the triglyceride deoxygenation process, probably because the Lewis acidic sites on the support strengthened the hydrogenolysis capability [16, 35] , which increased the hydrogen concentration on the catalyst surface, and further enhanced the HDO capability. Lewis acidic sites on the support (Al 2 O 3 -TiO 2 -SiO 2 ) might also have increased the occurrence of hydrogenation-dehydration and hydrogenation steps (reactions (3), (6) , and (7) in Scheme 2) because the fatty acids bonded with Lewis acidic sites on the catalyst support facilitating the removal of the -OH [35] , which led to an enhancement of the HDO pathway.
As shown in Figure 2 , the supported catalyst contained abundant sulfur vacancies, whereas the unsupported catalyst contained none until the reaction temperature reached 400 • C. Therefore, at the reaction temperature of 300 to 375 • C, the main active sites of the supported catalyst were sulfur vacancy, whereas the unsupported catalyst was dominated by saturated sites. The distinct active sites are responsible for different main reaction pathways. Combining TPR results and liquid product compositions, the active phases on the supported catalyst have a good ability to dissociate H 2 to remove the oxygen by HDO, while the active phases on the unsupported catalyst do not have enough ability to activate the adsorbed hydrogen, resulting in the occurrence of HDCO. In other words, HDO took place on the active sites that were unsaturated and oxygen was removed by the sulfur vacancies residing on the catalyst surface. Conversely, HDCO took place on the sulfur-saturated sites. Ryymin et al observed that reduction reactions (e.g., hydrodeoxygenation and hydrogenation) occurred on unsaturated sites independently and decarbonylation occurred on sulfur-saturated sites when the reactions occurred such as deoxygenation of phenol and methyl heptanoate over a sulphided NiMo/Al 2 O 3 catalyst [35] . For both the supported and unsupported CoMoS, the influence of temperature on HDCO was the same: HDCO was found slightly more favorable under higher temperature.
Hydrocracking (C-C Cracking) and Polymerization (C-C Chain Growth)
The cracking and polymerization selectivity of the unsupported and supported CoMoS products at different temperatures were evaluated and the experiment results are shown in Figure 6 . WCO was composed of more than 96 wt % of C16 and C18 fatty acids. The C15 to C18 hydrocarbons were therefore the expected corresponding deoxygenated products if no cracking and/or polymerization occurred [33] . Hydrocarbons with carbon numbers lower than 15 and carbon numbers higher than 18 were thus considered to be the products of hydrocracking and polymerization, respectively. In comparison with the feed, the hydrotreated products had a higher C15 − and a lower C15-18 distribution as shown in Figure 6 . the form of H2O). On the other hand, this result also suggests that HDCO was the main reaction pathway of the unsupported CoMoS (oxygen was removed primarily in the form of CO or CO2). The presence of the CoMoS catalyst support significantly influenced the triglyceride deoxygenation process, probably because the Lewis acidic sites on the support strengthened the hydrogenolysis capability [16, 35] , which increased the hydrogen concentration on the catalyst surface, and further enhanced the HDO capability. Lewis acidic sites on the support (Al2O3-TiO2-SiO2) might also have increased the occurrence of hydrogenation-dehydration and hydrogenation steps (reactions (3), (6) , and (7) in Scheme 2) because the fatty acids bonded with Lewis acidic sites on the catalyst support facilitating the removal of the -OH [35] , which led to an enhancement of the HDO pathway.
As shown in Figure 2 , the supported catalyst contained abundant sulfur vacancies, whereas the unsupported catalyst contained none until the reaction temperature reached 400 °C. Therefore, at the reaction temperature of 300 to 375 °C, the main active sites of the supported catalyst were sulfur vacancy, whereas the unsupported catalyst was dominated by saturated sites. The distinct active sites are responsible for different main reaction pathways. Combining TPR results and liquid product compositions, the active phases on the supported catalyst have a good ability to dissociate H2 to remove the oxygen by HDO, while the active phases on the unsupported catalyst do not have enough ability to activate the adsorbed hydrogen, resulting in the occurrence of HDCO. In other words, HDO took place on the active sites that were unsaturated and oxygen was removed by the sulfur vacancies residing on the catalyst surface. Conversely, HDCO took place on the sulfur-saturated sites. Ryymin et al observed that reduction reactions (e.g., hydrodeoxygenation and hydrogenation) occurred on unsaturated sites independently and decarbonylation occurred on sulfur-saturated sites when the reactions occurred such as deoxygenation of phenol and methyl heptanoate over a sulphided NiMo/Al2O3 catalyst [35] . For both the supported and unsupported CoMoS, the influence of temperature on HDCO was the same: HDCO was found slightly more favorable under higher temperature.
The cracking and polymerization selectivity of the unsupported and supported CoMoS products at different temperatures were evaluated and the experiment results are shown in Figure 6 . WCO was composed of more than 96 wt % of C16 and C18 fatty acids. The C15 to C18 hydrocarbons were therefore the expected corresponding deoxygenated products if no cracking and/or polymerization occurred [33] . Hydrocarbons with carbon numbers lower than 15 and carbon numbers higher than 18 were thus considered to be the products of hydrocracking and polymerization, respectively. In comparison with the feed, the hydrotreated products had a higher C15 -and a lower C15-18 distribution as shown in Figure 6 . All liquid products were primarily composed of C15-18 (over 80%). Reaction temperature was a key factor in the cracking/polymerization of WCO hydrotreating using a CoMoS catalyst. Bezergianni et al. made the same observation [1, 2, 23, 40] . When the reaction temperature increased from 300 to Catalysts 2019, 9, 689 9 of 14 375 • C over the unsupported CoMoS, the product fraction of hydrocarbons that were lighter than C15 increased from approximately 1.4 wt % to 11.3 wt %, while C15-18 decreased from 96.2 wt % to 80.7 wt %. The same effect also occurred for the supported CoMoS: when the reaction temperature increased from 300 to 375 • C, the C15 − fraction increased from 0.9 wt % to 6.6 wt % and C15-18 decreased from 97.8 wt % to 93 wt %.
Over the unsupported CoMoS, the following changes were observed when the reaction temperature increased from 300 to 375 • C: 15.5 wt % of C15-18 was converted into 9.9 wt % of C15 − and 5.6 wt % of C18 + . The degree of polymerization increased with increasing reaction temperature. An interesting observation was that at 375 • C only cracking reactions occurred during WCO hydrotreating over the supported CoMoS-polymerization was not observed. Compared to hydrocarbons with lower carbon number, the higher ones are more reactive during cracking process. Therefore, the disappearance of C18 + hydrocarbons at a high temperature over the supported CoMoS may be explained by the further cracking of the polymerized hydrocarbons into the lighter ones. This is also agreed with the fact that over the supported CoMoS catalyst, the C15-18 hydrocarbons did not undergo a significant decrease from 340 to 375 • C, while the C15 − hydrocarbons increased substantially. On the other hand, a distinct increase in C18 + hydrocarbons was observed from 340 to 375 • C over the unsupported CoMoS catalyst. This further confirms that the supported CoMoS had higher hydrocracking ability and indicates that Lewis acidic sites on the support (Al 2 O 3 -TiO 2 -SiO 2 ) may have an important impact on hydrocracking reaction capabilities.
Hydrogenation (C=C Saturation) and Dehydrogenation (C-H Disassociation)
The content of compounds containing C=C bonds is important when used as fuels, because olefin content is related to fuel instability. The degree of hydrogenation was revealed by the selectivity of alkanes found in the liquid products, as shown in Figure 7 .
Over the unsupported CoMoS, the following changes were observed when the reaction temperature increased from 300 to 375 °C: 15.5 wt % of C15-18 was converted into 9.9 wt % of C15 -and 5.6 wt % of C18 + . The degree of polymerization increased with increasing reaction temperature. An interesting observation was that at 375 °C only cracking reactions occurred during WCO hydrotreating over the supported CoMoS-polymerization was not observed. Compared to hydrocarbons with lower carbon number, the higher ones are more reactive during cracking process. Therefore, the disappearance of C18 + hydrocarbons at a high temperature over the supported CoMoS may be explained by the further cracking of the polymerized hydrocarbons into the lighter ones. This is also agreed with the fact that over the supported CoMoS catalyst, the C15-18 hydrocarbons did not undergo a significant decrease from 340 to 375 °C, while the C15 − hydrocarbons increased substantially. On the other hand, a distinct increase in C18 + hydrocarbons was observed from 340 to 375 °C over the unsupported CoMoS catalyst. This further confirms that the supported CoMoS had higher hydrocracking ability and indicates that Lewis acidic sites on the support (Al2O3-TiO2-SiO2) may have an important impact on hydrocracking reaction capabilities.
The content of compounds containing C=C bonds is important when used as fuels, because olefin content is related to fuel instability. The degree of hydrogenation was revealed by the selectivity of alkanes found in the liquid products, as shown in Figure 7 . According to Figure 7 , the alkane selectivity increased with increasing reaction temperature for all trials both over the supported and unsupported catalyst. The majority of oxygenates were removed from the product obtained by upgrading at 375 °C over the unsupported catalyst; however, there was still a certain amount of unsaturated hydrocarbons (around 35 wt %) that were left (shown in Figure 7) . When using the supported CoMoS at 300 °C, 340 °C, and 375 °C, more than 68 wt %, 78 wt %, and 100 wt % hydrocarbons were successfully saturated. This suggests that the supported CoMoS caused a higher hydrogenation activity compared to the unsupported CoMoS. The presence According to Figure 7 , the alkane selectivity increased with increasing reaction temperature for all trials both over the supported and unsupported catalyst. The majority of oxygenates were removed from the product obtained by upgrading at 375 • C over the unsupported catalyst; however, there was still a certain amount of unsaturated hydrocarbons (around 35 wt %) that were left (shown in Figure 7) . When using the supported CoMoS at 300 • C, 340 • C, and 375 • C, more than 68 wt %, 78 wt %, and 100 wt % hydrocarbons were successfully saturated. This suggests that the supported CoMoS caused a higher hydrogenation activity compared to the unsupported CoMoS. The presence of catalyst support may promote the hydrogenation capabilities [35] . The reason for this is probably because acidic sites on the catalyst support could make the C=C bond active, the good dispersion of active phases helping to dissociate hydrogen, and could migrate to the C=C bonds by spill over to form C-C bonds.
Besides, small amount of cyclic hydrocarbons (less than 1.1%) were found in the liquid products upgraded over both supported and unsupported catalysts when reaction temperature were higher at 375 • C.
The stability of the catalyst is an important part of the research to show the efficiency of the best catalyst; limit to the length of this paper, the authors published the reusability of the supported catalyst under the best condition in the journal of "Molecular Catalysis" [8] .
Experimental
Catalyst Preparation and Evaluation
The synthesis of unsupported catalyst were the same as in the previous studies (using a hydrothermal method with Na 2 S·9H 2 O, HCl, MoO 3 , and Co(NO 3 ) 2 ·6H 2 O) [9, 29] . The hydrothermal reaction conditions were at 320 • C for 2 h. The supported CoMoS studied in this work were with a mixture of Al 2 O 3 , SiO 2 , and TiO 2 as the support and purchased from Liaoning Haitai Sci-Tech Development Co., Ltd. (Fushun, Liaoning, China).
Before evaluation, the catalyst was sulfided at 280 • C under 1.5 MPa with a flow rate of 80 mL/min hydrogen and a 0.1 mL min −1 dodecane solution containing 2% dimethyl disulfide (DMDS) for 2 h. Hydrotreating of WCO was carried out in an autoclave (Parker Autoclave Engineers Inc., Erie, PA, USA, 1L) under a pressure of 9 MPa hydrogen (99.99%) and at temperatures of 300, 340, and 375 • C. The mass ratio of catalyst active component to feed was 1:200 and the reaction time was 8 h. A blank testing without catalyst was carried out at 375 • C and the thermal reaction effect was not considered because of the low glyceride/oxygen conversion [29] .
Catalyst Characterization
An Autosorb-1 (ANTON PAAR USA INC., Ashland, VA, USA) was used to test the physical properties of the investigated CoMoS. All detailed testing information is the same as the previous publication [9, 29] .
An Autosorb-1 combined with a RGA-200 (Stanford Research Systems, Sunnyvale, CA, USA) was used to detect NH 3 -TPD and TPR, which reveal the amount and strength of active sites on the catalysts, respsectively.
TEM (JEOL 2011, JEOL Ltd., Otemachi, Chiyoda, Tokyo, Japan) was used to determine the morphology of CoMoS, and EDX (Genesis 4000 spectrometer) was used to estimate the elements and their approximate composition in the unsupported CoMoS. The elemental compositions of the supported CoMoS were determined by A JEOL JXA-733 Electron Microprobe analyzer (JEOL Ltd., Otemachi, Chiyoda, Tokyo, Japan). Image analysis software was used to measure the slab length and layer numbers of CoMoS. The average slab length and layer numbers were calculated from 100 + slabs from different particles.
The sulfur content of the unsupported and supported catalyst was detected using an elemental analyzer (CHN-932, LECO Empowering Results, St. Joseph, MI, USA) and an Antek Nitrogen/Sulfur Analyzer (NS-9000, Antek Instruments, Inc., Houston, TX, USA), respectively.
Product Analysis
The qualitative chemical compositions of liquid products were analyzed by a gas chromatograph (Shimadzu GC-17A, Shimadzu Scientific Instruments, Kyoto, Japan) coupled to a mass spectrometer (Shimadzu MS-QP5000) (GC/MS, Shimadzu Scientific Instruments, Kyoto, Japan).
The quantitative testing of hydrocarbons in liquid samples was determined by external standard method using a Varian 450 gas chromatograph (Agilent Technologies, Inc., Santa Clara, CA, USA).
The quantitative testing of oxygenates was determined as follows. The total oxygen content in the feed and in the liquid products was calculated by the difference of carbon and hydrogen contents that were examined by a CHN-932 elemental analyzer (LECO Empowering Results, St. Joseph, MI, USA) according to ASTM D 5291. The free fatty acids were analyzed by both gas chromatography (Shimadzu GC-17A, Shimadzu Scientific Instruments, Kyoto, Japan) and titration (ZD-2A Automatic potentiometric titrator, Rex, Shanghai, China) according to ASTM D 664. The contents of alcohols and aldehydes were calculated from GC/MS results by the peak area and response factor of 1.3 and 1.4, respectively [41] . The oxygen balance was used to calculate the content of unreacted glycerides.
Calculations
Hydrogenation activity is reflected by alkane selectivity (Equation (1)).
Alkane selectivity =
Mass o f Alkanes Mass o f (Alkanes + Alkenes)
All detailed testing information is the same as the previous publication [9, 29, 42, 43] .
Conclusions
This research investigated the roles of the catalyst support and reaction temperature on WCO hydrotreating process by evaluating the deoxygenation, cracking/polymerization, and hydrogenation/dehydrogenation performances of an unsupported CoMoS catalyst and an Al 2 O 3 -TiO 2 -SiO 2 supported CoMoS catalyst.
In the deoxygenation process, the hydrocarbon fraction was close to 100 wt % in the products that were upgraded at 375 • C over the unsupported CoMoS and 340 • C over the supported CoMoS, respectively. HDO was the main reaction pathway of the supported CoMoS catalyst and HDCO was the main reaction pathway of the unsupported CoMoS. The increase in reaction temperature did not affect the main reaction pathways, yet it slightly enhanced HDCO capability.
In the hydrocracking and polymerization process, the unsupported catalyst was correlated with higher levels of polymerization when compared to the supported catalyst because of lack of the acidic support. The increase in reaction temperature enhanced the cracking and polymerization capability for the unsupported catalyst, but only cracking capability for the supported catalyst.
In the hydrogenation and dehydrogenation process, the dehydrogenation reaction occurred when the reaction temperature was above 375 • C. Compared to the unsupported CoMoS, the supported CoMoS exhibited higher hydrogenation capability at 300-375 • C.
During WCO hydrotreating process, the presence of the CoMoS catalyst support enhanced HDO, reduced the polymerization degree, and decreased the reaction temperature. The increase in reaction temperature promoted the deoxygenation, hydrogenation, and cracking reaction capabilities. The supported CoMoS exhibited good deoxygenation and hydrogenation capabilities under 340 • C in WCO hydrotreating to produce diesel fraction; however, high temperature operation needs to be carefully controlled because it may cause overcracking and dehydrogenation.
Supplementary Materials: The following are available online at http://www.mdpi.com/2073-4344/9/8/689/s1, Figure S1 : BJH pore size distribution of the supported and unsupported catalyst, Table S1 : The amount of active sites on the supported and unsupported catalyst. 
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